The title compound, [Ir( 5 -C 5 Me 5 )Cl(C 18 H 14 ClN 3 )]B(C 6 H 5 ) 4 , is chiral at the metal center and crystallizes as a racemate. In the cation, the hydrazinylidenepyridine ligand is N,N-coordinated through the N-pyridyl and N-hydrazinylidene groups forming a five-membered metallacycle. An intramolecular C-HÁ Á ÁCl hydrogen bond is observed. In the crystal, centrosymmetrically-related cations are connected by C-ClÁ Á Á interactions, forming a dimeric structure. The crystal packing is further stabilized by weak interionic C-HÁ Á Á interactions.
Related literature
For the pharmacological and catalytic properties of pentamethylcyclopentadienyl iridium complexes, see: Johnpeter et al. (2013) ; Liu & Sadler (2014) ; Raja & Therrien (2014) . For background to the chemistry and properties of hydrazinylidenepyridine derivatives, see: Liu et al. (2002) ; Ghedini et al. (2004) ; Marandi et al. (2015) ; Devika et al. (2015) ; Ghosh et al. (2011 Ghosh et al. ( , 2012 . For the structures of related compounds, see: Prasad et al. (2010) ; Payne et al. (2013) . Table 1 Hydrogen-bond geometry (Å , ).
Cg1, Cg2, Cg3, Cg4 and Cg5 are the centroids of the C29-C34, C41-C46, C35-C40, C7-C12 and C19-C23 rings, respectively. In recent years, pentamethylcyclopentadienyl iridium complexes have shown great promises as anticancer agents (Johnpeter et al., 2013; Liu & Sadler, 2014) . Moreover, pentamethylcyclopentadienyl iridium complexes are well known for their catalytic activity (Raja & Therrien, 2014) . Among ligands to coordinate to a pentamethylcyclopentadienyl iridium core, hydrazinylidenepyridine derivatives are quite attractive (Liu et al., 2002; Ghedini et al., 2004; Marandi et al., 2015) . These non-symmetrical N,N-bidentate ligands introduce chirality at the metal center (Devika et al., 2015) , and they are also known to be biologically relevant molecules (Ghosh et al., 2011 (Ghosh et al., , 2012 .
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S2. Structural commentary
Herein, we present the synthesis and characterization of a chiral-at-metal pentamethylcyclopentadienyl iridium(III) hydrazinylidenepyridine complex, [Ir(η 5 -C 5 Me 5 )Cl(C 18 H 14 ClN 3 )]B(C 6 H 5 ) 4 . The molecular structure is shown in Figure 1 .
The cationic complex adopts a typical piano-stool geometry and it is chiral at the metal center. The salt crystallizes as a racemate in the triclinic space group P-1. In the cationic complex, the hydrazinylidenepyridine ligand is N,N-coordinated, the N-hydrazinylidene and the N-pyridyl groups forming with the iridium center a five-membered metallacycle. Upon coordination, the hydrazinylidenepyridine ligand is non-planar, an angle of 55.15 (6)° is observed between the planes formed by the pyridyl and {(4-chlorophenyl)hydrazinylene}methyl groups. Otherwise, all geometrical data around the iridium(III) center are similar to those found in related N,N-chelated pentamethylcyclopentadienyl iridium complexes (Prasad et al., 2010; Payne et al., 2013 ). An intramolecular C-H···Cl hydrogen bond is present (Table 1) .
S3. Supramolecular features
In the crystal packing of the title compound, centrosymmetrically-related cations form through the pentamethylcyclopentadienyl and 4-chlorophenyl groups a dimeric structure, the chlorine atoms sitting above the centroids of the C 5 Me 5 rings at 3.58Å (Fig. 2) . In addition, crystal packing is stabilized by weak interionic C-H···π interactions (Table 1) .
S4. Synthesis and crystallization
The title compound was synthesized by reacting one equivalent of (η 5 -C 5 Me 5 ) 2 Ir 2 (µ-Cl) 2 Cl 2 (100 mg, 0.126 mmol) with two equivalents of 2-{1-[2-(4-chlorophenyl)hydrazin-1-ylidene](phenyl)methyl}pyridine (Marandi et al., 2015) (77 mg, 0.25 mmol) in methanol (25ml), and the mixture was refluxed for 6 hours. To the hot solution was added sodium tetraphenylborate (92 mg, 0.25 mmol). Then a reddish brown precipitate was observed, and after filtration, the solid was purified by column chromatography (silica gel, chloroform:methanol, 9.9:0.1 v/v) . Crystals suitable for a single-crystal X-ray structure analysis were obtained by slow evaporation of a dichloromethane/n-pentane 
S5. Refinement
Except for the amine H atom, which was located in a difference Fourier map and refined freely, all hydrogen atoms were included in calculated positions and treated as riding atoms, using SHELXL-97 default parameters, with C-H = 0.93Å for C arom and 0.96Å for CH 3 , with U iso (H) = 1.2 U eq (C) or 1.5 U eq (C) for methyl H atoms.
Figure 1
The molecular structure of the title compound with displacement ellipsoids drawn at the 50% probability level.
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Figure 2
Dimeric structure involving two centrosymmetrically related cations.
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